2 being a DiMePe ß-cyclodextrin (25 m x 0.25 mm) (ß-CDX) (carrier gas He, 110 KPa, split 1:50).
Melting points were measured with a Büchi apparatus and were not corrected. Enzymatic hydrolyses were performed using a pH-stat Controller PHM290 Radiometer (Copenhagen, Denmark). Mass spectra were recorded on a ESI-MS ion trap Bruker (Karlsruhe, Germany) Esquire 4000 instrument and on a ion trap instrument Finnigan GCQ (70 eV). TLC's were performed on Polygram Sil G/UV 254 silica gel pre-coated plastic sheets (eluent: light petroleum-ethyl acetate).
Flash chromatography was run on silica gel 230-400 mesh ASTM (Kieselgel 60, Merck, Darmstadt, Germany). For mehylation and derivatization of HSAs, thin-layer chromatography (TLC) was carried out using silica gel precoated on TLC Alu foils from Fluka and spots were revealed using an aqueous solution of (NH 4 ) 6 MoO 24 (25%), (NH 4 ) 4 Ce(SO 4 ) 4 (1%) in 10% H 2 SO 4 as staining reagent.
For preparative TLC 20x20 silica gel plates (Merck Kieselgel 60F 254 ) were used. Light petroleum refers to the fraction with b.p. 40-70 °C and ether to diethyl ether. Anhydrous ether was prepared by distillation over sodium benzophenone ketyl. Anhydrous CH 2 Cl 2 was prepared by washing with water and drying overnight over anhydrous CaCl 2 , after filtration the solvent was gentle refluxed with P 2 O 5 for 6-8 h then distilled and kept over 4 Å molecular sieves.
Alcohols 6a and 6b were prepared according to the literature. 
Synthesis of racemic substrates 7a and 7b.
To a solution of 2.5 mmol of alcohol 6a or 6b in 10 mL of 1,4-dioxane, 0.6 g (5 mmol) of 4-(dimethylamino)pyridine (DMAP) and 0.7 mL (7.5 mmol) of acetic anhydride were added. After stirring overnight the solvent was evaporated, HCl 2.4 N was added and extracted with ether.
Organic phases were dried on anhydrous Na 2 SO 4 , and evaporated. After purification by flash chromatography esters 7a or 7b were obtained in 70% yield. 
1-Pentadecen

Enzymatic hydrolyses
To 2.7 mmol of ester 7a or 7b in 70 mL of phosphate buffer at pH 7.4, 0.35 g of Novozym 435
(7000 U/g) was added, the mixture was stirred while maintaining the pH value constant by addition of 1M NaOH, the course of the reaction was monitored by chiral HRGC and stopped at about 50% conversion. When the reaction became too slow 50-100 mg of enzyme was added, after about 8 days the enzyme was filtrated and the buffer solution was extracted with ether. After separation by flash chromatography alcohols (S)-(-)-6a or (S)-(-)-6b were obtained in 31% yield and esters (R)-(+)-7a or (R)-(+)-7b in 28% yield. If necessary, to increase the enantiomeric excess, the recovered esters could be resubmitted to enzymatic hydrolysis. The moderate yields might be due to the difficult extraction process after significant degradation of the supported enzyme.
(S)-(-)-1-Pentadecen-4-ol 6a: all spectroscopic data are in accordance with the literature. 
Synthesis of esters 4a and 4b.
The condensation of commercially available 4-pentenoic acid 5a and 5-hexenoic acid 5b with chiral non racemic alcohols 6a and 6b was carried out using the Yamaguchi's esterification reaction 10 that furnished dienes 4a and 4b respectively in 79 and 80% yield. The organic phase was dried on anhydrous Na 2 SO 4 and evaporated to afford diol 11a (0.0045g, 0.01 mmol). Basic mother liquors were acidified to pH 1 and extracted with ether. The organic phase was dried on anhydrous Na 2 SO 4 and evaporated to furnish the acid (S)-7-HSA 1a (0.038 g, 0.12 mmol). Evaporation of acidic mother liquors furnished diacid 12a. The same procedure was applied on (+)-(R)-4a. Total yields are related to the substrate concentration adopted in the metathetic process: when concentration of diene 4a was 3mM, acids 1a were recovered in about 40% yield, which gradually lowered to about 30% as concentration of 4a raised up to 18 and 30 mM 
Determination of optical purity of 1a and 1b
The optical purity of 7-and 8-hydroxystearic acids 1a and 1b was determined by NMR spectrometry after their esterification of the carboxylic moiety with diazomethane and derivatization with both (R)-(-)-O-acetylmandelic acid 11 (affording derivatives 13a and 13b, Figure   1 ) or enantiopure Mosher acid (14a and 14b). 
19
F NMR spectra showing as main product the (8R,2'S) (left), and the (8S,2'S) (right). In the middle, the signals of the corresponding racemic mixture.
